(19) 



J 



Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(11) 



EP 1 391 481 A1 



(12) 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 



(43) Date of publication: 

25.02.2004 Bulletin 2004/09 

(21) Application number. 02718623.8 

(22) Date of filing: 19.04.2002 



(51) Intel 7: C08L 11/02, C08K 5/29, 
C08K 5/3432. C08K 5/13. 
C08K 5/3417, C08K 5/07 

(86) International application number: 
PCT/JP2002/003954 

(87) International publication number: 

WO 2002/085977 (31.10.2002 Gazette 2002/44) 



(84) 


Designated Contracting States: 


(72) Inventors: 




AT BE CH CY DE DK ES Pi PR GB GR IE IT LI LU 


• SUNADA, Kiyoshi, DenId Kagaku Kogyo K. K. 




MC NL PT SE TR 


Nishi-lcubilci-gun. Nligata 949-0305 (JP) 




Designated Extension States: 


• WATANABE, Kosuke, Denki Kagaku Kogyo K. K. 




AL LT LV MK RO Si 


Nishi-kubiki-gun, Niigata 949-0305 (JP) 


(30) 


Priority: 20.04.2001 JP 2001122396 


(74) Representative: Hartz, Nikolai P., Dr. et al 




22.05.2001 JP 2001152353 


Wachtershauser & Hartz 




22.05.2001 JP 2001152354 


Patentanwalte 




23.05.2001 JP 2001153688 


Weinstrasse 8 






80333 MQnchen (DE) 


(71) 


Applicant: DENKI KAGAKU KOGYO KABUSHiKI 






KAISHA 






Chiyoda-lcu, Tolcyo 100-8455 (JP) 





(54) UVTEX COMPOSITION 

(57) Blend formulation of a polychloroprene latex 
composition having excellent resistance to discoloration 
by light is presented. A polychloroprene latex composi- 
tion having excellent resistance to discoloration by light 
can be obtained by compounding a polychloroprene la- 
tex with one member selected from a formamidine com- 
pound, a hindered amine compound, a phenol com- 



pound, a benzotriazole compound and a benzophenone 
compound each having a specific structure or a combi- 
nation of these. An adhesive employing this composition 
exhibits excellent color fastness to light without losing 
the adhesive properties. 
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Description 

TECHNICAL FIELD 

5 [0001] The present invention relates to polychloroprene latex connpositlon which Is useful for impregnated paper, a 
binder for fibers, an adhesive, etc. 

BACKGROUND ART 

10 [0002] Heretofore, a method of incorporating a phenol type antioxidant or a method of incorporating zinc oxide has 
been known to be effective as a method to improve the resistance to discoloration by light of a polychloroprene latex 
composition. 

[0003] For example, JP-A-2000-86821 (Denki Kagaku Kogyo K.K.) proposes to Improve the color fastness to ultra- 
violet rays having a wavelength of less than 300 nm by incorporating a phenol compound having a specific structure 
IS to a polychloroprene latex. 

[0004] Further, JP-A-1 1-209523 (Denki Kagaku Kogyo K.K.) discloses an invention to improve the resistance to 
discoloration by light of a polychloroprene latex composition by incorporating fine particulate zinc oxide having an 
average particle size of 200 nm. 

[0005] However, with such prior art, there have been cases where the light stability is insufficient, and a further 
20 Improvement has been desired. 

[0006] It is an object of the present invention to provide a novel blend formulation of a polychloroprene latex com- 
position having excellent resistance to discoloration by light. 

DISCLOSURE OF THE INVENTION 

25 

[0007] The present inventors have conducted an extensive study to accomplish the above object and as a result, 
have found that the resistance to discoloration by light can be substantially improved by incorporating to a polychloro- 
prene latex, a fomriamidine compound, a hindered amine compound, a phenol compound, a triazole compound, a 
benzophenone compound, etc. each having a specific structure, alone or in combination, as shown below, and have 
30 arrived at the present invention. Further, they have Invented an adhesive having excellent resistance to discoloration 
by light by Incorporating a tackifier resin to the above polychloroprene latex composition. 

1 . A polychloroprene latex composition characterized by comprising a polychloroprene latex and a formamidine 
compound represented by the following chemical formula (1): 

35 



40 



45 




(wherein each of R1 to R11 which may be the same or different from one another, is a hydrogen atom, a C^.-jq 
alkyi group or a C^.^q substituted alkyi group.) 

2. The polychloroprene latex composition according to Item 1 , characterized by containing a hindered amine com- 
pound having at least one functional group represented by the following chemical fonnula (2) in its molecule: 
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R3 R4 



Rl 




(2) 



R8 R9 

(wherein each of R1 to RIO which may be the same or different from one another, is a hydrogen atom, a C^.^g 
all<yl group or a C^.^Q substitutod alkyi group.) 

3. The polychloroprene latex composition according to Item 1 or 2, characterized by containing a phenol compound 
having at least one functional group represented by the following chemical formula (3) in its molecule: 



25 



30 



HO 




R2 



\ / 
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II 

(CH2)n C — O- 



R4 



(3) 



35 



(wherein each of Rl to R4 which may be the same or different from one another, is a hydrogen atom or a C^.g 
alkyI group, and n is an integer of from 1 to 1 0.) 

4. The polychloroprene latex composition according to any one of Items 1 to 3, characterized by containing a 
phenol compound represented by the following chemical formula (4): 



40 



45 



50 



HO 




OH 



(4) 



55 



(wherein each of Rl to R9 which may be the same or different from one another is a hydrogen atom or a C^.g 
alky! group.) 

5. The polychloroprene latex composition according to any one of Items 1 to 4, characterized by containing a 
benzotriazole compound represented by the following chemical formula (5): 
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(5) 



R7 



20 



(wherein each of R1 to R8 which may be the same or different from one another, is a hydrogen atom, a halogen 
atom or a C^.g alkyi group.) 

6. The polychloroprene latex composition according to any one of Items 1 to 5, characterized by containing a 
benzophenone compound represented by the following chemical formula (6): 



RIO 



25 



30 



35 




(6) 



40 



45 



50 



55 



(wherein at least one of R1 to R10 is a hydroxyl group, and the rest is a hydrogen atom, a sulfate group, an alkyI 
group having at most 20 carbon atoms or a substituted alkyI group having at most 20 carbon atoms.) 

7. A polychloroprene latex composition characterized by containing the benzotriazole compound represented by 
the chemical formula (5) and the benzophenone compound represented by the chemical fomiula (6). 

8. A polychloroprene latex composition characterized by containing the hindered amine compound having at least 
one functional group represented by the chemical fonnula (2) in its molecule, and the benzotriazole compound 
represented by the chemical formula (5) or the benzophenone compound represented by the chemical formula (6). 

9. A polychloroprene latex composition characterized by containing the phenol compound having at least one 
functional group represented by the chemical formula (3) in its molecule and/or the phenol compound represented 
by the chemical formula (4), and the benzotriazole compound represented by the chemical formula (5) or the 
benzophenone compound represented by the chemical fonnula (6). 

1 0. A polychloroprene latex composition characterized by containing the hindered amine compound having at least 
one functional group represented by the chemical formula (2) in its molecule, and the phenol compound having at 
least one functional group represented by the chemical fomnula (3) in Its molecule and/or the phenol compound 
represented by the chemical fonnula (4) and/or the benzotriazole compound represented by the chemical formula 

(5). 

11 . The polychloroprene latex composition according to any one of Items 1 to 10, wherein the total content of the 
compounds represented by the chemical formulae (1) to (6) is from 0.01 to 50 parts by mass per 100 parts by 
mass as calculated as solid content of polychloroprene latex. 

12. The polychloroprene latex composition according to any one of Items 1 to 11 , wherein zinc oxide is contained 
in an amount of from 0.01 to 50 parts by mass per 100 parts by mass as calculated as solid content of polychlo- 
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roprene latex. 

13. An adhesive composition characterized by containing the polychloroprene latex composition as defined in any 
one of Items 1 to 12. 

14. An adhesive composition characterized by having a tackifier resin incorporated to the polychloroprene latex 
5 composition as defined In any one of Items 1 to 12. 

BEST MODE FOR CARRYING OUT THE INVENTION 

[0008] Now, the content of the present Invention will be described in detail. 
10 [0009] The polychloroprene latex in the present invention is a latex comprising, as the main component, a polymer 
or a copolymer obtained by polymerizing 2>chloro-1 ,3-butadiene (hereinafter referred to as chloroprene) alone or a 
monomer mixture comprising chloroprene and at least one copolymerizable monomer, using water as a medium in the 
presence of an emulsifier and/or a dispersant. 

[0010] Monomers copolymerizable with chloroprene include, for example, 2,3-dichloro-1 ,3-butadiene, 1 -chloro- 
us 1 ,3-butadiene, butadiene, isoprene, styrene, acrylonitrile, acrylic acid and its esters, methacrylic acid and its esters. If 
necessary, two or more types may be employed. 

[001 1] In the present invention, as a monomer copolymerizable with chloroprene, a carboxyl group-containing vinyl 
monomer may also be used. Such a carboxyl group-containing vinyl monomer may, for example, be methacrylic acid, 
acrylic acid, crotonic acid, fumaric acid, maleic acid or citraconic acid. If necessary, two or more types of carboxyl- 

20 containing vinyl monomers may be employed. Among them, methacrylic acid (which may also be called 2-methylpro- 
penolc acid or a-methylacrylic acid) Is easy to control at the time of emulsion copolymerizatlon. 
[0012] It is already known that if a polychloroprene latex having carboxyl groups introduced into the polymer chain 
by copolymerization, is used as an adhesive, it is possible to Improve the ordinary state adhesive strength, the water 
resistant adhesive strength or the heat resistant adhesive strength by a combination with various known crosslinking 

25 agents. 

[0013] In a case where the polychloroprene latex is to be produced by using a cariDoxyl group-containing vinyl mon- 
omer, the amount of such a monomer to be charged is preferably such that the cartDOxyl group-containing vinyl monomer 
is from 0.01 to 10 parts by mass per 1 00 parts by mass of the total of ail monomers. If the cariaoxyl group-containing 
vinyl monomer Is less than 0.01 part by mass, the crosslinking reactivity with various crosslinking agents can hardly 
30 be expected, and if the carboxyl group-containing vinyl monomer exceeds 10 parts by mass, the pot life when the 
crosslinking agent is added, tends to be short, such being not so desirable. 

[0014] In the present invention, the emulsifier and/or the dispersant to be used for the emulsion polymerization for 
a polychloroprene latex is not particularly limited, and various anionic, nonionic or catlonic emulslflers or dispersants 
commonly used for polychloroprene latexes can be used. As an anionic emulsifier, a carboxylic acid type or a sulfate 

35 type may, for example, be mentioned, and for example, an alkali metal salt of rosin acid, a C3.20 alkyi sulfonate, an 
alkyiaryt sulfate, or a condensate of sodium naphthaienesulfonate with formaldehyde, may be mentioned. As a specifk: 
example of a nonionic type, a polyvinyl alcohol or its copolymer (such as a copolymer with an acrylamide), a polyvinyl 
ether or its copolymer (such as a copolymer with maleic acid), a polyvinylpyrrolidone or its copolymer (such as a 
copolymer with vinyl acetate) or a chemically modified product of such a (co)potymer, or a cellulose derivative (such 

^ as hydroxyethylcellulose) may be mentioned. As a specific example of the cation type, an aliphatic amine salt or an 
aliphatic quaternary ammonium salt may be mentioned, and, for example, octadecyltrimethylammonium chloride, do- 
decyltrimethylammonium chloride or dilauryldimethylammonium chloride may be mentioned. 

[0015] The amount of the emulsifier and/or the dispersant in the polychloroprene latex in the present Invention is 
preferably from 0.5 to 10 parts by mass per 100 parts by mass of the total of the initially charged monomers. If It is 
45 less than 0.5 part by mass, the emulsifying power tends to be inadequate, and if it exceeds 1 0 parts by mass, the water 
resistant adhesive strength tends to be low when the latex composition is used for an adhesive. 
[0016] The polymerization conditions for the (co)polymer in the present invention are not particulariy limited, and It 
is possible to adjust the solid content concentration, the molecular weight of the toluene-soluble content, the toluene- 
insoluble content (the gel content), etc. by property selecting and controlling the polymerization temperature, the pe- 
so lymerization catalyst, the chain transfer agent, the polymerization terminator, the final conversion, the monomer re- 
moval, the concentration condition, etc, 

[0017] In the present Invention, the polymerization temperature for the (co)polymer is not particulariy limited. How- 
ever, in order to carry out the polymerization reaction smoothly, it is preferred to adjust the polymerization temperature 
within a range of from 10 to SO^'C. The polymerization catalyst may, for example, be a persulfate such as potassium 
55 persulfate, or an organic peroxide such as tert-butyl hydroperoxide, and it is not particulariy limited. 

[0018] In the present invention, the type of the chain transfer agent for the (co)polymer is not particularly limited, and 
one which Is commonly used for the emulsion polymerization of chloroprene, can be used. For example, a long chain 
alkylmercaptan such as n-dodecylmercaptan ortert-dodecylmercaptan, a dialkylxanthogenedisuifide such as diisopro- 
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pylxathogenedisulfide or diethylxathogenedisulfide, or a known chain transfer agent such as iodoform, may be used. 
[0019] In the present invention, the polymerization terminator (the polymerization Inhibitor) for the (co)polymer Is not 
particularly limited, and for example, 2,6-tert-butyl-4-methylphenol, phenothiazine or hydroxyamine may be used. 
[0020] In the present Invention, the final conversion for the (co)polymer is not particularly limited and can optionally 
be adjusted. An unreacted monomer may be removed by a monomer removal operation, and such a removal method 
is not particularly limited. 

[0021] With the polychloroprene latex of the present invention, the solid content concentration can be controlled to 
a necessary level by concentration or dilution by an addition of water or the like. The method for concentration may, 
for example, be concentration under reduced pressure, but is not particularly limited. Taking into consideration the 
drying speed of the adhesive and the storage stability of the main agent of the adhesive, the solid content concentration 
of the polychloroprene latex is preferably from 40 to 65 mass%, more preferably from 45 to 62 mass%. 
[0022] The polychloroprene latex in the present invention can be made to be an adhesive having an excellent balance 
of the initial adhesive strength and the ordinary state adhesive strength, if the toluene insoluble content (the gel content) 
of the (co)polymer is from 5 to 70 mass%. If the toluene insoluble content is lower than 5 mass%, the ordinary state 
adhesive strength tends to be inadequate, and inversely, if it exceeds 70 mass%, the initial adhesive strength tends 
to be inadequate. 

[0023] Thefonnamidine compound represented by the above chemical fomiula (1 ) to be used for the polychloroprene 
latex composition of the present Invention, may specifically be, for example, ethyl 4-[[(ethylphenylamino)methylene] 
aminojbenzoate, or N-(4-ethoxycarbonytphenyl)-N'-methyl-N'-phenylformamidine. 

[0024] The hindered amine compound represented by the above chemical formula (2) to be used in the present 
Invention may, for example, be a dimethyl succlnate/1-(2-hydroxyethyl)-4-hydroxy-2,2,6,6-tetramethylpiperidine poly- 
condensate, a poly[{6-(1 ,1 .3,3-tetramethylbutyl)amino-1 ,3,5-trlazin-2,4-diyl}{(2,2,6,6-tetramethyl-4-plperidyl)imino) 
hexamethylene{(2,2,6,6-tetramethyl-4-piperidyl)imino)], an N,N'-bis(3-aminopropyl)ethylenediamlne-2,4-bis[N- 
butyl-N-(1 ,2,2,6,6-pentamethyl-4-pyridyl)amino]-6-chloro-1 ,3,5-triazine condensate, bis(1 -octyloxy-2,2,6,6-tetrame- 
thyl-4-piperidyl) sebacate, bis(2,2,6,6-tetramethyl-4-piperidyl) sebacate, bis(1 ,2,2,6,6-pentamethyl-4-piperidyl) 
2-(3,5-tert-butyl-4-hydroxybenzyl) 2-n-butylmalonate, or 1 ,2,2,6, 6-pentamethyl-4-piperldyl/tridecyl-1 ,2,3,4-butanetet- 
racarboxylate. 

[0025] The phenol compound having a functional group, represented by the above chemical formula (3) to be used 
in the present Invention, may specifically be, for example, n-octadecyl-3-(4-hydroxy-3,5-di-tert-butylphenyl) propionate, 
tetrakis-[methylene-3-(3',5'-di-tert-butyl-4'-hydroxyphenyl)propionate]methane, bis[3,3'-bis(4'-hydroxy-3'-tert-butyl- 
phenyl)butyric acidjglycol ester, triethylene glycol-bis[3-(3-tert-butyl-5-methyl-4-hydroxyphenyl)propionate], 1,6-hex- 
anediol-bis[3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionate],pentaerythrityl-tetrakis[3-(3,5-di-tert-butyl-^ 
nyl) propionate], 2,2-thlo-diethylenebis[3-(3,5-di-tert-butyl-4-hydroxyphenyl) propionate], isooctyl-3-(3,5-dl-tert-butyl- 
4-hydroxyphenyl) propionate, or 1-[2-{3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionyloxy)ethyl]-4-{3,5-di-tert-butyl- 
4-hydroxyphenyl)propionyloxy}-2,2,6,6-tetramethylpiperidine, 

[0026] The phenol compound represented by the above chemical fomriula (4) to be used in the present invention, 
may specifically be, for example, 4,4'-butylidenebis(3-methyl-6-tert-butylphenol), 2,2'-methylenebis-(4-methyl-6-tert- 
butylphenol), or 2,2'-methylenebis-(4-ethyl-6-tert-butylphenol). 

[0027] The triazole compound represented by the above chemical formula (5) to be used in the present invention, 
may specifically be, for example, 2-(2'-hydroxy-5'-methylphenyl)benzotriazole, 2-(2'-hydroxy-5'-tert-butylphenyl)ben- 
zotriazole. 2-(2'-hydroxy-3',5'-di-tert-butylphenyl)benzotriazole, 2-(2'-hydroxy-3'-tert-butyl-5'-methylphenyl)-5-chlo- 
robenzotriazole, 2-(2'-hydroxy-3',5'-di-tert-butylphenyl)-5-chlorobenzotriazole, 2-(2'-hydroxy-3',5'-dl-tert-amylphenyi) 
benzotriazole, or 2-{2'-hydroxy-3'-(3",4",5",6"-tetrahydrophthalimidemethyl)-5'-methylphenyl)benzotriazoIe. 
[0028] The benzophenone compound represented by the above chemical fomiula (6) to be used In the present 
invention, may specifically be, for example, 2,4-dlhydroxybenzophenone, 2-hydroxy-4-methoxybenzophenone, 2-hy- 
droxy-4-n-octoxybenzophenone,2-hydroxy-4-dodecyloxybenzophenone, 2,2'-dihydroxy-4,4'-methoxybenzophenone, 
2-hydroxy-4-methoxy-5-sulfobenzophenone, bls(2-methoxy-4-hydroxy-5-benzoylphenylmethane), 2-hydroxy-4-meth- 
oxy-2'-carboxybenzophenone, 2-hydroxy-4-octadecyloxybenzophenone, 2,2',4,4'-tetrahydroxybenzophenone, or 
2-hydroxy-4-{2-hydroxy-3-methacryloxy)propoxybenzophenone. 

[0029] The amount of the formamidine compound, the hindered amine compound, the phenol compound, the ben- 
zotriazole compound, the benzophenone compound, etc. in the polychloroprene latex composition of the present in- 
vention is not particularly limited. However, In consideration of the resistance to discoloration by light, the storage 
stability and the blending cost of the polychloroprene latex composition, the total amount of addition is preferably from 
0.01 to 30 parts by mass, more preferably from 0.2 to 1 0 parts by mass, per 1 00 parts by mass of the polychloroprene 
latex, as calculated as solid content If the amount Is less than 0.01 part by weight, the improvement in the resistance 
to discoloration by light tends to be inadequate, and If it exceeds 30 parts by weight, the unit price of the composition 
tends to be high, such being practically problematic. 

[0030] The adhesive of the present invention is an adhesive containing the above-described polychloroprene latex 
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composition, preferably one having a tackifier resin incorporated. The amount of the tacl<ifier resin is not particularly 
limited: but it is usually preferably at least 5 parts by mass (solid content) and less than 150 parts by mass (solid 
content), per 100 parts by mass of the solid content of the polychloroprene latex. Within this range, the adequate 
ordinary state adhesive strength can be maintained. More preferably, it is added in an amount of at least 10 parts by 

5 mass and at most 1 00 parts by mass in view of the balance of the adhesive properties. 

[0031] The tackifier resin here may specifically be, for example, a rosin resin, a polymerized rosin resin, an a-pinene 
resin, a P pinene resin, a terpenephenol resin, a C5 fraction petroleum resin, a C9 fraction petroleum resin, a C5/C9 
fraction petroleum resin, a DCPD petroleum resin, an alkylphenol resin, a xylene resin, a coumarone resin or a cou- 
maroneindene resin. For example, in a case where it is used for bonding a shoe sole or a component, a heating/drying 

10 step may be provided, whereby the softening point of the resin to be selected, is preferably from 80 to 1 60°C. 

[0032] In a case where a tackifier resin is to be incorporated, the method for incorporation is not particularly limited, 
but it is preferred to incorporate it in the form of an emulsion in order to uniformly disperse the resin in the adhesive. 
Further, the emulsion of the tackifier resin may be prepared by a method wherein it is dissolved in an organic solvent 
such as toluene, followed by emulsifying/dispersing in water by means of an emulsif ier, whereupon the organic solvent 

15 is removed by heating under reduced pressure, or a method wherein it is pulverized into fine particles, followed by 
emulsif ication/dispersion. The fonner is preferred, since an emulsion of finer particles can be produced. 
[0033] The polychloroprene latex composition may undergo a pH change during storage due to a dehydrochlorination 
reaction of the polychloroprene polymer and, if necessary, zinc oxide may be incorporated as an acid-binding agent, 
whereby such a phenomenon can be prevented. In a case where zinc oxide is to be incorporated, the nature (the 

20 particle size or the specific surface area) of zinc oxide is not particularly limited. 

[0034] The crystal system of zinc oxide is not particularly limited, and it may be amorphous or of a hexagonal system. 
The process for producing zinc oxide is also not particularly limited, and it may be one produced by any one of a French 
ncthod (indirect method), an American method (direct method) and a wet system method. The French method (indirect 
method) is a method wherein metallic zinc is heated and vaporized at about 1000^*0 and oxidized by hot air to obtain 

25 /inc oxide powder. The American method (direct method) is a method wherein a reducing agent is added to a natural 
ore containing zinc, and zinc is directly vaporized and oxidized by hot air to obtain zinc oxide powder. The wet system 
noihod is a method wherein zinc oxide is prepared by an aqueous phase reaction, and for example, an aqueous soda 
ash solution is added to an aqueous zinc chloride solution to precipitate basic zinc carbonate, which Is washed with 
water, dried and then calcined at about 600'C to obtain zinc oxide. 

30 [0035] In the present invention, the particle fomn of zinc oxide is not particularly limited, and it may be spherical, 
nccdic-like, scaly (plate-like), spindle-shaped, polyhedral or amorphous. 

[0036] In a case where zinc oxide is to be incorporated to the polychloroprene latex composition, the amount to be 
incorporated is preferably from 0.01 to 50 parts by mass, more preferably from 0.2 to 20 parts by mass, per 1 00 parts 
by mass of the solid content of the polychloroprene latex. Within such a range, the solvent resistance can further be 
35 improved. If zinc oxide is less than 0.01 part by weight, the effect as an acid-binding agent tends to be inadequate, 
and if it exceeds 50 parts by weight, the adhesive strength is likely to be impaired. 

[0037] The method for incorporating zinc oxide is not particularly limited, and it may be incorporated in the form of 
a powder, or an aqueous dispersion may firstly be prepared by using an optional dispersant. and then may be incor- 
porated. The latter is preferred, since it is thereby possible to uniformly disperse it in the main agent of the adhesive. 

40 To the polychloroprene latex composition or the adhesive of the present invention, a thickener, a filler, a film-forming 
assistant, an ultraviolet absorber, an antioxidant, a plasticizer, a vulcanizer, a vulcanization accelerator, a defoaming 
agent, a fungicide, a mildewproofing agent, etc., may optionally be added depending upon the required performance. 
[0038] In order to adjust the viscosity of the main agent, a thickener may be added. Specifically, the thickener may, 
for example, be sodium polyacrylate, water soluble polyurethane, associated polyurethane emulsion, alkali-swelling 

45 type acrylic emulsion, carboxymethyl cellulose (CMC), methyl cellulose (MC). hydroxyethylcellulose (HEC), hydroxy- 
propyl cellulose (HPC) or synthetic smectite. 

[0039] Further, in order to reduce the production cost, it is effective to add a filler to the main agent. Specifically, the 
filler may, for example, be calcium carbonate, aluminum hydroxide, titanium oxide, barium sulfate or synthetic silica. 
[0040] The film-forming assistant may, for example, be propylene glycol, n-butyl ether, dipropylene glycol, tripropyl- 
50 ene glycol, 2,2,4-trimethyl-1 ^S-pentadiol monoisobutyrate or 2,2,4-trimethyl-1 ,3-pentadiol diisobutyrate. 

[0041] As a specific example of the vulcanization accelerator, a dithiocarbamate type, a xanthogene salt type, a 
thiuram type, an aldehydeammonia type, a thiourea type, a thiazole type, a sulfeneamide type or a guanidine type 
may, for example, be incorporated. 

[0042] A specific example of the dithiocarbamate may, for example, be piperldlne pentamethyldithiocarbamate, pipe- 
55 choline pipecolyldithiocarbamate, zinc dimethyldithiocarbamate, zinc diethyldithiocarbamate, zinc dibutyldithiocar- 
bamate, zinc N-ethyl-N-phenyldithiocarbamate, zinc N-pentamethylenedlthiocarbamate, zinc dibenzyldithiocar- 
bamate, sodium diethyldithiocarbmate, sodium dibutyldithiocarbamate, copper dimethyldithiocarbamate, ferric dimeth- 
ytdithiocarbamate, or tellurium diethyldithiocan:>amate. 
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[0043] A specific example of the xanthogenate type may. for example, be zinc butylxanthogenate or zinc isopropylx- 
anthogenate. 

[0044] A specific example of the thiuram type may, for example, be tetramethylthluram disulfide, tetraethylthiuram 
disulfide, tetrabutylthluram disulfide, tetrakis(2-ethylhexyl)thiuram disulfide, tetramethylthluram monosulfide or dipen- 
tamethylenethiuram tetrasulfide. 

[0045] A specific example of the aldehydeammonia type may, for example, be hexamelhylenetetramine. 

[0046] A specific example of the thiourea type may, for example, be N,N'-diphenylthiourea, trimethylthiourea or N, 

N'-diethylthiourea. 

[0047] A specific example of the thiazoie type may, for example, be 2-mercaptobenzothiazole, dibenzothiazyl sulfide, 
zinc salt of 2-mercaptobenzothiazole, a cyclohexylamine salt of 2-mercaptobenzothiazole, 2-(N,N-diethylthiocar- 
bamoylthio) benzothiazole, or 2-(4'-morpholinodithio)benzothiazole. 

[0048] A specific example of the sulfonamide type may, for example, be N-cyclohexyl-2-benzothiazolyI sulfonamide, 
N-tert-butyl-2-benzothiazolyl suffenamide, N-oxydlethylene-2-benzothlazolyl sulfonamide, or N,N-dicyclohexyl-2-ben- 
zothiazolyl sulfenamide. 

[0049] A specific example of the guanidine type may. for example, be 1 ,3-diphenylguanidine, di-o-tolylguanidine, 
1-o-tolylbiguanide, or di-o-tolylguanidine salt of dicatechol borate. 

[0050] In a case where a crosslinking agent is to be added to the polychloroprene latex composition of the present 
Invention, various known crosslinking agents may be selected as such a crosslinking agent. Specifically, it may, for 
example, be a compound having a methylol group such as a melamine resin, a compound having an epoxy group such 
as an epoxy resin, a compound (isocyanate compound) having an isocyanate group such as a blocked Isocyanate 
compound or a water-dispersible isocyanate compound, a compound having an oxazoline group, a compound having 
at least two hydroxy! groups in its molecule, such as a phenol resin or a glycol, or a compound (imine compound) 
having an imino group. 

[0051] Among them, an isocyanate compound is most preferred, since it is not only capable of bonding to a hydroxyl 
group or a carboxy I group of the polychloroprene (co)polymer or an emulsif ler, but also capable of fonning an isocyanate 
derivative by a reaction with water, whereby a substantial improvement in the water resistant adhesive strength or the 
heat resistant adhesive strength can be expected. Further, the water-dispersible isocyanate compound is one having 
hydrophilic groups introduced to a polyisocyanate polymer having a structure such as biuret, isocyanurate, urethane, 
uretodione or allophanate in its molecule, obtainable from an aliphatic and/or alicyciic diisocyanate. 
[0052] Namely, it is a self-emulsifiable isocyanate compound which can be dispersed as fine particles in water, when 
it is added and stirred in water. 

[0053] The aliphatic and/or alicyciic Isocyanate may for example, be tetramethylene diisocyanate, pentamethylene 
diisocyanate, hexamethylene diisocyanate (HDI), trimethylhexamethylene diisocyanate, lysine diisocyanate (LDI), iso- 
phorone diisocyanate (IPDI), hydrogenated xylylene diisocyanate (hydrogenaled XDI), tolylene diisocyanate (TDI), 
4,4'-diphenylmethane diisocyanate (MDI), polymerized MDI, xylylene diisocyanate (XDI), naphthylene diisocyanate 
(NDI), p-phenylene diisocyanate (PPDI), tetramethylxylylene diisocyanate (TMXDI), dicyclohexylmethane diisocyanate 
(HMDI), isopropylidenebis(4-cyclohexyllsocyanate) (IPC), cyclohexyl diisocyanate (CHPI), or toiidine diisocyanate 
(TODI). Among them, HDI, MDI, IPDI or hydrogenated XDI is preferred, as it is industrially readily available. 
[0054] The effect as a crosslinking agent of the polyisocyanate compound is influenced by the isocyanate group 
content as calculated by the method stipulated in JIS K-7301 rather than by the starting material compound. In order 
to obtain a good adhesive strength, the isocyanate group content of the water-dispersible isocyanate compound to be 
used is preferably from 1 7 to 25 mass%. 

[0055] The conditions under which the adhesive of the present invention is used, are not particularly limited. 
[0056] The adherend may for example, be wood material, concrete, rubber, porcelain, etc. For example, for foot 
wears, the adhesive can be used for bonding the same types or different types of cloth (woven fabrics or nonwoven 
fabrics of nylon, polyester, cotton, etc.), natural leathers (oxhide, kangaroo hide, etc.), artificial leathers (poly urethane. 
polyvinyl chloride resin, etc.), vulcanized rubbers (SBR. BR, CR), and resins (non-foamed or foamed products of poly- 
urethane, EVA, etc.). 

[0057] The coating method and apparatus are not particularly limited. Specifically, a curtain flow coater method, a 
bar coater method or a roll coater method may, for example, be mentioned. Further, the roll coater method includes a 
gravure roll coater method and a reverse gravure roll coater method. For example, for foot wears, a roll coater method 
capable of continuously unifomrily coating, is preferred for an insole, and manual operation by a bmsh is preferred in 
the bonding of the shoe sole or a component, since the coating area is small. 

[0058] The press bonding apparatus, the press bonding conditions and the pressing pressure to be optionally used 
at the time of the bonding, are not particularly limited, and either hot press or cold press may suitably be used for the 
press bonding operation after superposing two adherends one on the other. 

[0059] Now, the present invention will be described with reference to Examples, but the present invention is by no 
means restricted by these Examples. Further, "parts" in the description represents "parts by mass" unless otherwise 
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specified. 

POLYMERIZATION EXAMPLE 1 

5 [0060] Using a reactor having an internal capacity of 3 liters, 4 parts of disproportionated rosin acid, 1 part of a 
naphthalenesulfonic acid/formalin condensate (DEMOL N, tradename (nnanufactured by Kao Corporation)) and 1.5 
parts of sodiunn hydroxide were dissolved in 110 parts of water. To this solution, 100 parts of a chloroprene monomer 
and 0.2 part of dodecylmercaptan were added and emulsified at 40''C. Then, in a nitrogen atmosphere, using sodium 
sulfite and potassium persulfate as initiators, polymerization was carried out in a predetermined method until the con- 

10 version of the monomer became 98%. 

[0061 ] The polymerization was terminated by an addition of a polymerization terminator, whereupon the solid content 
concentration was adjusted to 50%. Such a latex was subjected to the following tests. 

EXAMPLES 1 to 18 and COMPARATIVE EXAMPLES 1 to 7 

15 

[0062] Using the polychforoprene latex obtained in Polymerization Example 1 , blending was carried out by the blend 
formulations in Table 1 to obtain chloroprene latex compositions of Examples 1 to 18 and Comparative Examples 1 to 
7. The unit of the blended amounts is mass per the solid content. 

[0063] In the Examples and the Comparative Examples, N-(4-ethoxycarbonyl)-N'-methyl-N'-phenylformamidine as 
20 the formamidine compound, and bis(1 ,2,2,6,6-pentamethyl-4-piperidinyl)sebacate (Thinuvin 765, tradename, manu- 
factured by Chiba Specialty Chemicals Inc.) as the hindered amine compound-1 , were added directly to the chloroprene 
latex. 

[0064] Further, with respect to N*N'-bis(3-aminopropyl)ethylenedlamine-2,4-bis[N-butyl-N-(1 ,2,2,6,6-pentamethyl- 
4-plperidyl)amino]-6-chloro-1 ,3-5-triazine condensate (CHMASSORB 119FL, tradename, manufactured by Chiba Spe- 

25 cialty Chemicals Inc.) as the hindered amine compound-2, n-octadecyl-3-(4-hydroxy-3,5-di-t-butylphenyl)propionate 
(ANTAGE W-300, tradename, manufactured by Kawaguchi Chemical Industry Co., LTD.) as the phenol compound-1 , 
4,4'-butylidenebis-(6-t-butyl-3-methylphenol) (Irganox 1076, tradename, manufactured by Chiba Specialty Chemicals 
Inc.) as the phenol compound-2, 2-(2'-hydroxy-3'-t-butyl-5'-methylphenyl)-5-chlorobenzotriazole (Tlnuvin 326, trade- 
name, manufactured by Chiba Specialty Chemicals Inc.) asthebenzotriazole, and2-hydroxy-4-n-octoxybenzophenone 

30 (TOMISORB 800, tradename, manufactured by Yoshitomi Fine Chemicals, Ltd.) as the benzophenone, 40 parts of 
each compound was mixed with 57 parts of pure water and 3 parts In wet of an aqueous sodium dialkylsulfosuccinate 
solution (PELEX OT-P, tradename, manufactured by Kao Corporation) as an emulsifier, followed by pulverization and 
stirring in a porcelain ball mill for 1 day to prepare an emulsion. Such emulsions were subjected to the tests. 
[0065] The resistance to discoloration by light of the polychloroprene latex compositions of Examples 1 to 18 and 

35 Comparative Examples 1 to 7 was evaluated by the following method. 

Evaluation method for resistance to discoloration by light 

[0066] A polychloroprene latex composition was coated by a brush in an amount of 200 g/m^ on absorbent blotting 
40 paper SIM-1 (manufactured by KOKUYO Co., Ltd.) and dried at 23'='C for 3 hours and irradiated for from 1 2 to 24 hours 
in a metal casing using as a power source a 300 W electric bulb ULTRA-VITALUX SUN LUMP (manufactured by 
OSRAM Co., Germany). Here, during the irradiation, the intemal temperature of the metal casing was controlled to be 
50*'C, and the distance between the light source and the sample was set to be 250 mm. 

[0067] With respect to the color, the color difference (aE) from a porcelain standard white plate (L*=92.62, a*=0.14, 
45 b*=2.95) was measured by a Multi Spectre Colour Meter (manufactured by Suga Test Instruments Co., Ltd.). 

[0068] Here, L*, a* and b* are coordinate axes of the color space as stipulated in CIE (Commission International de 
TEclairage) 1 976, and they represent White directional coordinate, Green-Red coordinate and Yellow-Blue coordinate, 
respectively. 

[0069] The evaluation results obtained in Examples 1 to 1 8 and Comparative Examples 1 to 7 are shown in Table 1 . 
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EXAMPLES 19 to 36 and COMPARATIVE EXAMPLES 8 to 14 



[0070] Using the polychloroprene latex obtained In Polymerization Example 1 , blending was carried out by the blend 
formulations in Table 2 to obtain chloroprene latex compositions of Examples 19 to 36 and Comparative Examples 8 
5 to 14. The unit of the blended amounts was the weight of solid content. 

[0071] Here, as the tackifier resin, a 53% emulsion of a terpenephenol resin having a softening point of ISO^'C (TAM- 
ANOL E-100, tradename, manufactured by Arakawa Chemical Industries, Ltd.) was used. The evaluation method for 
the resistance to discoloration by light of the polychloroprene latex compositions of Examples 1 9 to 39 and Comparative 
Examples 8 to 14 was the same as in Examples 1 to 18 and Comparative Examples 1 to 7. 

10 

Evaluation of bond strength 

1 . Method for preparation of a sample for the evaluation of bond strength 

15 Vulcanized SBR/vulcanized SBR 

[0072] One side of each of two sheets of vuteanized SBR (size of the overlap portion: 20 mm in width x 70 mm in 
length) was subjected to buffing by a buffing machine, and the buffed surface was cleaned with acetone. After being 
cleaned, it was wiped with a gauze having a 3% ethyl acetate solution of trichloroisocyanuric acid impregnated, followed 

20 by drying at 23^*0 at room temperature for 10 minutes and then wiped with a gauze having a commercially available 
CR solvent primer (P-79, tradename, manufactured by NO-TAPE INDUSTRIAL CO., LTD.) impregnated. After drying 
for 10 minutes in an atmosphere of eO^'C, 150 g (wet)/m2 of a latex composition was coated by a brush and dried for 
3 hours in an atmosphere of 23*C. Then, 200 g (wet)/m2 of a latex composition was coated by a brush and dried for 
5 minutes in an atmosphere of 70**C. Further, once more, 200 g (wet)/m2 of a latex composition was coated by a brush 

25 and dried for 5 minutes in an atmosphere of 70°C, followed by putting together and press bonding by a hand roller. 

Foamed EVA/polyester cloth 

[0073] On a closed cell foamed EVA sheet (3F-10, tradename, manufactured by SANFUKU INDUSTRY CO., LTD.) 
30 having a thickness of 5 mm and a density of 95 kg/m^, 200 g (wet)/m2 of a latex composition was coated by a roll 
coater and dried for 4 minutes in an atmosphere of 70**C. A polyester woven fabric was laid thereon and press bonded 
under a pressure of 1 kgf/cm^ by a press machine heated to 130^*0. 

2. Evaluation method for bond strength 

35 

Initial bond strength 

[0074] After aging for 10 minutes in an atmosphere of 23°C, the peel strength at 180° was measured by a tensile 
tester at a tensile speed of 200 mm/min. 

Ordinary state bond strength 

[0075] After aging for 5 days in an atmosphere of 23**C, the peel strength at 180° was measured by a tensile tester 
at a tensile speed of 200 mm/mln. 
45 [0076] The evaluation results obtained in Examples 1 9 to 36 and Comparative Examples 8 to 1 4 are shown in Table 2. 
[0077] Here, in Table 2, MF is an abbreviation of Material Failure which means breakage of the foamed EVA sheet. 
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Table 2 (continued) 
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CR latex 
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Tackifier resin 
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Zinc oxide 
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Formamidine compound 
















Hindered amine compound- 1 
















Hindered amine compound-2 
















Phenol compound- 1 
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Phenol compound- 2 
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Bond strength(SBR/SBR) 
















Initial strength [N/mm] 
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3.4 


3.5 


3.5 


3.4 


3-5 


3.3 


Ordinary strength [N/mm] 


4.5 


4.5 


4.4 


4.4 


4.5 


4.4 


4.5 


Bond strength (Foamed EVA/cloth) 
















Initial strength [N/mm] 


MP 


MF 


MF 


MF 


MF 


MF 


MF 


Ordinary strength [N/mm] 


MF 


MF 


MF 


MF 


MF 


MF 


MF 



INDUSTRIAL APPLICABILITY 

[0078] As Is evident from Table 1 , the resistance to discoloration by liglit of the blend formulations of the polychlo- 
roprene latex compositions of the present invention (Examples 1 to 18) is superior to the resistance to discoloration 
by light of the conventional blend formulations (Comparative Examples 1 to 7). 

[0079] Further, as is evident from Table 2, the resistance to discoloration by light of the adhesive compositions of 
the present invention (Examples 19 to 36) is superior to the resistance to discoloration by light of the conventional 
adhesive compositions (Comparative Examples 8 to 14). 

Claims 

1. A polychloroprene latex composition characterized by containing a formamidine compound represented by the 
following chemical formula (1): 
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(1) 



RIO 



15 



(wherein each of R1 to R11 which may be the same or different from one another, rs a hydrogen atom, a C^.^q 
alkyi group or a C^.^q substituted alkyi group.) 



20 



The polychloroprene latex composition according to Claim 1 , characterized by containing a hindered amine com- 
pound having at least one functional group represented by the following chemical fomnula (2) in its molecule: 



R3 R4 



25 



30 



35 



Rl 




(2) 



(wherein each of R1 to R10 which may be the same or different from one another, Is a hydrogen atom, a C^.^q 
alkyi group or a C^.^g substituted alkyi group.) 



40 



3. The polychloroprene latex composition according to Claim 1 or 2, characterized by containing a phenol compound 
having at least one functional group represented by the following chemical fomnula (3) in its molecule: 



45 



50 



55 



Rl 



R2 



HO 




(CH2)n 



O 
II 

-c- 



(3) 



(wherein each of R1 to R4 which may be the same or different from one another is a hydrogen atom or a C-1.5 
alkyi group, and n is an integer ot from 1 to 10.) 
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The polychloroprene latex composition according to any one of Claims 1 to 3, characterized by containing a 
phenol compound represented by the following chemical formula (4): 




(wherein each of R1 to R9 which may be the same or different from one another is a hydrogen atom or a C1.5 
alky! group.) 

The polychloroprene latex composition according to any one of Claims 1 to 4, characterized by containing a 
benzotriazole compound represented by the following chemical formula (5): 




(wherein each of R1 to R8 which may be the same or different from one another, is a hydrogen atom, a halogen 
atom or a alkyt group.) 

The polychloroprene latex composition according to any one of Claims 1 to 5. characterized by containing a 
benzophenone compound represented by the following chemical formula (6): 
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(6) 
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9. 



10. 



(wherein at least one of R1 to R10 is a hydroxy! group, and the rest Is a hydrogen atom, a sulfate group, an alky! 
group having at most 20 carbon atoms or a substituted alky! group having at most 20 carbon atoms.) 

A potychloroprene latex composition characterized by containing the benzotriazole compound represented by 
the chemical formula (5) and the benzophenone compound represented by the chemical fomnula (6). 

A polychloroprene latex composition characterized by containing the hindered amine compound having at least 
one functional group represented by the chemical fomiula (2) in its molecule, and the benzotriazole compound 
represented by the chemical formula (5) or the benzophenone compound represented by the chemical formula (6). 

A polychloroprene latex composition characterized by containing the phenol compound having at least one func- 
tional group represented by the chemical formula (3) in its molecule and/or the phenol compound represented by 
the chemical formula (4), and the benzotriazole compound represented by the chemical formula (5) or the benz- 
ophenone compound represented by the chemical fomiula (6), 

A polychloroprene latex composition characterized by containing the hindered amine compound having at least 
one functional group represented by the chemical formula (2) in its molecule, and the phenol compound having at 
least one functional group represented by the chemical formula (3) in its molecule and/or the phenol compound 
represented by the chemical fomriula (4) and/or the benzotriazole compound represented by the chemical formula 
(5). 



40 



45 



11. The polychloroprene latex composition according to any one of Claims 1 to 10, wherein the total content of the 
compounds represented by the chemical formulae (1) to (6) is from 0.01 to 50 parts by mass per 100 parts by 
mass as calculated as solid content of polychloroprene latex. 

12. The polychloroprene latex composition according to any one of Claims 1 to 11 , wherein zinc oxide is contained in 
an amount of from 0.01 to 50 parts by mass per 1 00 parts by mass as calculated as solid content of polychloroprene 
latex. 

13. An adhesive composition characterized by containing the polychloroprene latex composition as defined in any 
one of Claims 1 to 12. 



50 



14. An adhesive composition characterized by having a tackifier resin incorporated to the polychloroprene latex com- 
position as defined in any one of Claims 1 to 12. 
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